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1
NON-ALLOYED CONTACTS FOR III-V
BASED SOLAR CELLS

CROSS-REFERENCES TO RELATED
APPLICATIONS

The present application claims benefit under 35 USC 119
(e) of U.S. provisional Application No. 61/261,674, filed on
Nov. 16,2009, entitled “NON-ALLOYED CONTACTS FOR
11I-V BASED SOLAR CELLS,” the content of which is
incorporated herein by reference in its entirety.

STATEMENT AS TO RIGHTS TO INVENTIONS
MADE UNDER FEDERALLY SPONSORED
RESEARCH AND DEVELOPMENT

Not Applicable

REFERENCE TO A “SEQUENCE LISTING,” A
TABLE, OR A COMPUTER PROGRAM LISTING
APPENDIX SUBMITTED ON A COMPACT DISK

Not Applicable

BACKGROUND OF THE INVENTION

This invention relates to structures and techniques for con-
struction of solar cells based on III-V materials, such as
gallium and arsenide. More particularly, this invention relates
to the problem of forming reliable electrically conductive
contacts for electrical terminals for devices or structures
incorporating I1I-V materials.

Conventional or known I1I-V GaAs-based solar cells typi-
cally consist of multiple p-n junctions (sub-cells) connected
in series with tunnel junctions. There are many II1-V solar cell
designs described in the literature. A schematic cross-sec-
tional representation of a III-V solar cell 1 appears in FIG. 1.
Most designs consist of a thin n-type emitter region on top of
a thicker p-type base region (an “n-on-p” type structure),
although the opposite configuration can also be employed
(“p-on-n”). The designs may also include back and front
surface fields around a p-n junction, in addition to tunnel
junctions connecting various p-n junctions. It should be
understood that within a tunnel junction are complex func-
tional structures that are not fully described herein but which
are understood by those of skill in the art.

The III-V solar cell device 1 can be divided into three
parts—a lower region 10, a middle region 20, and an upper
region 30, as shown in FIG. 2. The lower region 10 is a
substrate on which the device layers adhere. In addition, the
lower region 10 may incorporate a back or bottom contact to
the substrate. The middle region 20 contains heteroepitaxial
III-V device layers. The middle region 20 forms at least one
p-n junction, which may either be completely contained
within the middle region 20, or it may be formed between the
substrate 10 and the middle region 20. In a specific propri-
etary embodiment, these device layers may comprise at least
one dilute nitride n-on-p sub-cell. The upper region 30 may
comprise the semiconductor and metal layers required to
make electrical contact for the device 1, in addition to the
anti-reflection coating (ARC) layers to promote solar energy
absorption. (In most of the figures in this disclosure, the ARC
layers are omitted for simplicity of illustration. It should be
understood that such layers are present.) FIG. 1 thus shows
how a typical ARC integrates into a solar cell device.

Generally, the metal layers in the upper region 30 are
patterned into a grid oflines 40, as shown in FIG. 3. The metal
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stack used for the grid must be sufficiently thick to conduct
the solar-generated current produced by the cell with little
resistance. Metal stack thicknesses on the order of 5 pm
containing mostly silver or gold are known.

In some solar cells, the top grid metallization generally
makes electrical contact to an n-GaAs contact layer 31. (See
FIG. 4).

The Problem

The target contact resistivity for a I1I-V solar cell is <10~*
ohm-cm?, preferably <10~ ohm-cm?®. However, n-GaAs
structures are difficult to dope sufficiently to use a non-al-
loyed contact and still achieve this low ohmic contact resis-
tivity. In the past it has been thought that only non-standard
dopants, such as tellurium (Te) or selenium (Se), must be used
to achieve sufficiently high doping levels to reliably attain the
target contact resistivity. However, these dopants pose chal-
lenges such as dopant diffusion, memory effects during mate-
rial deposition, and others, and they are commonly not avail-
able on many epitaxial deposition systems in use today. (See
Garcia, 1. Rey-Stolle, B. Galiana, C. Algora, “Analysis of
tellurium as n-type dopant in GalnP: doping, diffusion,
memory effect, and surfactant properties,” J. Crystal Growth,
No. 298, 794-799, 2007.) What is needed are solutions that
are workable without using either of these dopants, or having
to dope the n-type GaAs contact layer at less than 10*° cm™>.

Standard n-type dopants such as silicon cannot dope GaAs
sufficiently to reliably use a non-alloyed contact metallization
(maximum doping level is 5-8x10'® cm™ using silicon).
Instead, alloyed contact metallization schemes such as those
containing AuGe are commonly used for n-GaAs contacts.
The most common n-type alloyed contact metallization is a
metal stack with AuGe near the semiconductor (although
other schemes involving, for example, PdGe, are also used).
For example, a AuGe layer or bi-layer may be substituted for
layer 32 in for example FIG. 4. The AuGe based annealed
contact is typically formed by annealing at between approxi-
mately 370° C. and 430° C. and poses a variety of problems
for III-V solar cells, as outlined below.

The main problems with using alloyed n-type contacts for
1I1-V solar cells are:

1.) Alloyed contacts do not adhere well to the semiconductor
until after they are annealed.

Due to stress in the thick metal film stack deposited on top
of the contact layers, the entire metal stack may peel off
the semiconductor, limiting the thickness of metal one
can apply before the contacts are annealed.

2.) The reliability of an alloyed contact may be lower than a
non-alloyed contact.

An alloyed contact by definition reacts with the semicon-
ductor, whereas a non-alloyed contact can be chosen to
react minimally with the semiconductor.

3.) The alloying time and temperature can cause integration
issues if there are other materials and/or structures in the
device which cannot survive the thermal anneal.

This is particularly relevant for inverted processing, where
the deposited semiconductor thin films on a first sub-
strate are transferred to a second substrate. The differ-
ences in thermal expansion coefficient between this sec-
ond substrate, the bond layer used to adhere the thin
films to the second substrate (if any), and the transferred
thin films may be such that the total stack is not capable
of surviving the thermal anneal for an n-contact. (See A.
van Geelen, P. R. Hageman, G. J. Bauhuis, P. C. van
Rijsingen, P. Schmidt, L. J. Giling, “Epitaxial lift-off
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Gads solar cell from a reusable GaAs substrate,” Mate- FIG. 5 is a side cross-sectional diagram of a possible
rials Sci. and Eng. No. B45, 1997, pp. 162-171.) arrangement of the upper region of a solar cell according to
4.) Alloyed contacts are generally less uniform in contact one embodiment of the invention.
resistivity than non-alloyed contacts. This non-uniformity FIG. 6 is a side cross-sectional diagram of a possible
is due to alloyed contact’s propensity for local “spiking” of 3 arrangement of the upper region of a solar cell showing an
metal into the semiconductor. This metal spiking causes optically transparent tunnel junction, a p-GaAs contact layer
the contact resistivity to vary on a micrometer scale. and a non-alloyed contact metal stack.
This may cause reduced solar cell performance at high FIG. 7 is a side cross-sectional diagram of a possible
current levels or reliability concerns. arrangement of the upper region of a solar cell showing an
5.) The alloying step requires additional fabrication cycle InGaAs contact configuration.
time & equipment, increasing solar cell production costs. FIG. 8 is a solar cell schematic of a p-on-n type device

) 1;1?; all t?ese reljs ons it is ﬁVide(Iin thatt ﬂtlertiii a negd for 3 where a tunnel junction has been provided between the lower
echnique for making non-alloyed contacts that can be use bstrate and the TII-V het itaxial sol 11 device lay-
on both sides of the III-V device without the use of Te or Se. erls strate anc the cleroepiiaxial solar cell device fay

FIG. 9 is a graph illustrating External Quantum Efficiency
of the InGaP junction from a two junction (InGaP/GaAs)
solar cell.

FIG. 10 is a graphical representation of current vs. voltage
to illustrate solar cell performance.

10

15
SUMMARY OF THE INVENTION

According to the invention, a multi junction solar cell is
provided with a non-alloyed metal-semiconductor ohmic
contact by forming a tunnel junction with very low resistivity
on a conventional n-type layer of the solar cell. The tunnel
junction may be formed in many ways but is typically formed
by highly doping the n layer with a p-type material at the
surface. The first metal layer on the thin layer of p-type
material, which in turn is on the n-layer (thereby forming the
tunnel junction) promotes adhesion of an entire non-alloyed
metallization stack to the semiconductor. By non-alloyed
metallization it is meant that metal does not alloy with the
semiconductor.

Alternatively, the surface is prepared by laying down a very
thin layer of lower-bandgap n-type material on the n-type
semiconductor material of the upper-most layer, the thin layer
of' lower-bandgap n-type material being such that it does not
contribute to the solar function. However, the presence of the
lower-bandgap n-type material permits the application of a
first metal layer that is responsible for lower ohmic resistance
and enhanced adhesion to the semiconductor of an entire
non-alloyed metallization stack. A suitable process is the
incorporation of indium into a gallium arsenide crystalline
structure at the surface. This specific type of operation is a
known process.

In other words, the multi junction solar cell is provided
with a non-alloyed ohmic contact metallization stack by first
inversion of the top semiconductor layer from n-type to
p-type by utilizing a tunnel junction, or alternatively by
changing the top semiconductor layer from a higher bandgap
material to a lower one so that non-alloyed ohmic contacts
can be more readily made. The contact may be constructed
without resort to tellurium or selenium. This type of construc-
tion is particularly useful in construction of a solar cell in
which at least one of the absorbent layers is formed of a dilute
nitride.

The invention will be better understood by reference to the
following detailed description in connection with the accom-
panying drawings.

20

DETAILED DESCRIPTION OF THE INVENTION

The prior description, referencing FIGS. 1-3, is summa-
rized hereafter and described in connection with the present
invention. FIG. 1, as previously described, is cross-section of
aknown triple junction, n-on-p type I1I-V solar cell stack. The
bottom p-contact is anon-alloyed type while the top n-contact
may be alloyed or, according to the invention, non-alloyed,
depending on the doping level of the n-GaAs contact layer.
The p-substrate shown here could be part of the bottom junc-
tion or merely an electrically conductive substrate.

FIG. 2 is a cross-sectional generalization of a solar cell into
lower 10, middle 20, and upper 30 regions. Element 11 is a
metal layer contacting the lower region. FIG. 3 is a top view
schematic of a metal grid layout 40.

In accordance with one embodiment of the invention, FIG.
4 illustrates one possible arrangement of the upper region 30
utilizing a non-alloyed contact metal stack showing an
n-GaAs layer 31, metal adhesion layer 32, metal barrier layer
33, current conduction metal layer 34 and gold cap layer 35.
If this n-type GaAs contact layer is sufficiently doped (typi-
cally greater than 10'° ¢cm™), a non-alloyed ohmic metal
contact can be formed in accordance with the invention. A
non-alloyed contact is the combination of a metal in contact
with a semiconductor such that an ohmic (non-rectifying)
electrical path is formed between the metal and semiconduc-
tor. A non-alloyed contact achieves this ohmic behavior with-
out the need for a high temperature anneal step to alloy the
deposited metal stack with the semiconductor. An alloyed
contact is a similar arrangement of metal and semiconductor,
but it requires a high temperature anneal step to alloy the
semiconductor and metal or metal stack before a robust ohmic
electrical path is formed.

A non-alloyed stack 30 may consist of titanium, chro-
mium, TiW, SiW, or any other material that adheres well to the
semiconductor layer 31, possibly followed by a semiconduc-
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BRIEF DESCRIPTION OF THE DRAWINGS

junction solar cell stack (not to scale).

FIG. 1 is a three dimensional depiction of a prior art triple
60
FIG. 2 is a cross-sectional diagram of a prior art solar cell

for tutorial purposes.

FIG. 3 is a top view schematic of a prior art metal grid

layout of a solar cell (prior art).

FIG. 4 is a side cross-sectional diagram of a prior arrange- 65

ment of the upper part of a solar cell and can be used to
illustrate the invention.

tor barrier metal layer 33 (e.g., Pt or Ni) to prevent diffusion
of subsequently deposited metals into the semiconductor
layer 31. Sometimes this barrier metal can also serve as the
adhesive metal. In solar cells, the next metal in the stack may
be, for example, a thick layer 34 of silver (Ag), possibly
followed by a cap layer 35 of gold (Au). The specific metals
used in the stack can vary widely and are understood by those
skilled in the art. One of the advantages of a non-alloyed
contact is the ability to utilize metals that adhere well to the
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semiconductor, reducing the probability that the metal stack
will peel off the semiconductor due to the inherent stress in
the metal film stack.

As further illustrated in FIG. 4, the semiconductor layers in
the upper region 30 associated with the metal-semiconductor
ohmic contact formation are etched away in all locations
across the device, except those locations under the metal
stack.

The entire metal stack in the upper region 30, including the
layers that contact the semiconductor layers and the thicker
current conducting layers, can be applied to the wafer by
evaporation in a single deposition and subsequent liftoff step.
This single evaporation approach typically results in stressed
metal films that require good adhesion to the semiconductor
substrate to prevent metal peeling during metal liftoff or
subsequent processing. This is particularly important for the
grid side of a device.

Non-alloyed metal contacts work well for p-type contacts
on p-Ge and p-GaAs. For a variety of reasons, including a
lower electronic metal-to-semiconductor barrier height for
p-type material than n-type, and an ability to highly dope
p-type material with standard dopants, non-alloyed, ohmic
p-type contacts can be readily made.

Solutions for the problem target a contact resistivity of
<10~* ohm-cm?. This may be achieved as follows:

1.) Invert the Type of the Top Layer from n to p Using an
Additional Tunnel Junction.

As discussed above, making a non-alloyed electrical con-
tactto p-type GaAs material is much easier than a non-alloyed
contact to n-type GaAs materials. Therefore, inverting the
type of doping used in the top GaAs layer from n to p makes
it possible to use non-alloyed contacts without having to
resort to the use of Te or Se. FIG. 5 shows a version of the
upper region 30 of a solar cell where this type of inversion is
achieved. The top-most semiconductor layer contained in the
middle region 20 is n-type. In a specific embodiment, region
20 contains at least one n-on-p sub-cell 21 of dilute nitride.
(Dilute nitrides are a class of III-V semiconductor alloys
containing nitrogen in concentrations generally less than 5%
and which have particularly useful bandgap characteristics.)
An n-on-the-bottom, p-on-the-top tunnel junction 51 is
deposited on 20, followed by a p-GaAs layer 52. The tunnel
junction layer 51 may include a thin spacer layer (not shown)
before the p-n junction to spatially separate the tunnel junc-
tion from the rest of the device, specifically layer 20 (refer to
FIG. 2). A typical non-alloyed contact metal stack 53 follows.
The tunnel junction and p-GaAs layer are etched away every-
where but under the metal layers.

A multijunction solar cell using this contact metallization
approach has been built and tested. FIG. 14 shows a Quantum
Efficiency (QE) plot of the top InGaP sub-cell from a double
junction (InGaP/GaAs) solar cell. The contact metal stack
was about 5 um thick, demonstrating that this approach can
afford thick metal contact stacks without peeling. The contact
resistance for this device was <107 ohm-cm?.

One variation on this approach, illustrated in FIG. 6, is
possible if the tunnel junction 51 contained in region 30 is
substantially optically transparent to the wavelengths of light
absorbed by the solar cell stack contained in region 20. By
substantially transparent, it is meant a transmissivity of
greater than 97% of the total optical power contained in the
incident optical spectrum. In this case, the tunnel junction 51
can beleft as a continuous layer over the surface of the device,
instead of only existing directly under the metal stack 53. Any
layers which are not substantially optically transparent, such
as the n-GaAs contact layer 52, must still be etched away
everywhere but under the metal layers.
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2.) Use a Thin, Highly Doped, Low Bandgap Layer as the
Contact Layer.

Semiconductor materials having lower bandgaps can gen-
erally be doped to higher levels of dopant and have lower
electronic metal-semiconductor barrier heights than larger
bandgap materials. This allows non-alloyed ohmic electrical
contacts to be more readily made to these lower bandgap
materials. In fact, non-alloyed contact metallizations to low
bandgap materials can achieve world-class low contact resis-
tivities. For example, most Heterojunction Bi-Polar Transis-
tors (HBTs) sold today in the Radio Frequency (RF) market
have a non-alloyed contact to a non-lattice matched n-type
InGaAs layer. Typically, the composition of the x in the
In Ga,  As layer is continuously graded or stepped from
GaAs (x=0) to InGaAs (x~0.5) over approximately 50 nm,
with approximately 50 nm of x~0.5 InGaAs directly under the
contact metallization stack. The final doping of the InGaAs
layer near the surface is typically >10'® cm™ and etched away
everywhere but under the metal stack.

While the basic continuously graded-InGaAs contact layer
structure described above is typical in III-V electronic
devices in production today, it is not the only design com-
monly used. There are many design variants that can attain the
same or similar contact resistivity. For instance, for all layers
containing indium, which could include graded or stepped
layers, the thicknesses of the InGaAs layers can be adjusted
with a thickness not exceeding 500 nm but typically 50
nm-100 nm. Alternatively, a single layer of high indium con-
tent (e.g., In, sGa, sAs) can be deposited directly on the
underlying semiconductor layers with no grading. Other
materials instead of InGaAs may be used. Provided the con-
tact material in question achieves a lower bandgap than GaAs,
it would be a good candidate for this approach. There are
many compositions, materials, gradients, and doping levels
that can be used to achieve the target contact resistance of
<10~ ohm-cm® with a non-alloyed metal-semiconductor
contact.

A triple junction n-on-p type solar cell has been built using
a non-alloyed contact 62 to a non-graded In, sGa, sAs layer
61. The InGaAs layer was doped to approximately 2x10*°
cm™>. The contact scheme is illustrated in FIG. 7. Layer 61 is
the InGaAs layer. Layer 61 can be either continuously graded,
stepped, or non-graded. Layer 62 is the non-alloyed contact
metallization stack. The total metal stack thickness was
approximately 5 um, demonstrating the good adhesion prop-
erties of this approach. The measured contact resistivity using
the Transfer Length Method (TLM) was around 2x1077 to
5x10~7 Ohm-cm?. A non-alloyed metal-semiconductor con-
tact is employed for the bottom contact to the p-GaAs sub-
strate. Under 1-sun concentration, this device has attained
solar cell efficiencies of greater than 28%, clearly demon-
strating the viability of this approach. FIG. 10 shows a cur-
rent-voltage curve taken on this device when illuminated with
an optical spectrum close to that of the sun.

In experiments, the demonstration exceeded the contact
resistivity target of <1x10~* Ohm-cm?. This allows for reduc-
tion of either the indium concentration of the semiconductor
layer in contact with the metal stack (thereby increasing the
bandgap of the InGaAs layer), decrease of the doping level of
the InGaAs layer, or a combination of both. There are many
combinations of doping level and composition which will
achieve the target contact resistivity level.

3.) Solutions for a p-on-n Type Device

For ap-on-ntype device, the p-contact is already on top and
no type inversion of the top layer is required. However, inver-
sion of the substrate type may be advantageous to address a
number of the issues discussed above, and to avoid having to
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use an alloyed contact to the substrate. In this case, a tunnel
junction 70 placed under the solar cell epitaxial stack between
previously described region 20 and region 30 will invert the
substrate type from n to p (see FIG. 8). This approach only
works for those solar cells where the substrate itself is not an
active solar sub-cell.

The structures described will work with many different
multi junction devices having from 1-to-n junctions (where
n>1). Those skilled in the art will readily understand that
solutions applicable to a three junction device might also be
useful for more or fewer junctions. The structures also can be
used with many different materials and configurations that are
used to make solar cells and sub-cells, including, without
limitation, dilute nitride materials, metamorphic InGaAs lay-
ers, quantum dots, quantum wells and the like. In addition, the
solutions described here can be used in solar cells where the
epitaxial stack, deposited on a first substrate, is transferred to
a second substrate. Thus, this disclosure is meant to be rep-
resentative and illustrative, not a dispositive discussion of all
the ways that those skilled in the art might use the structures.

While our preferred embodiment implements these solu-
tions without the use of Se or Te as dopants, the solutions
discussed here may include these dopants (or other non-
standard dopants) wherever they are applicable. Those skilled
in the art will recognize when dopant atoms can be inter-
changed with the same result.

The invention has been explained with reference to specific
embodiments. As noted, other embodiments may be within
the contemplation of those of ordinary skill in the art. It is
therefore not intended that the invention be limited, except as
indicated by the appended claims.
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What is claimed is:

1. A multijunction solar cell comprising a non-alloyed
ohmic electrical contact, wherein the multijunction solar cell
comprises:

5 an n-on-p subcell comprising an uppermost n-type layer of
semiconductor material;

a p-on-n tunnel junction overlying and in contact with the

n-type layer of semiconductor material;

a p-GaAs layer overlying and in contact with the p-on-n

tunnel junction; and

a non-alloyed contact metal stack overlying and in contact

with the p-GaAs layer.

2. The multijunction solar cell of claim 1, wherein a resis-
tivity of the non-alloyed ohmic electrical contact is less than
107" ohms-cm?>.

3. The multijunction solar cell of claim 1, wherein a resis-
tivity of the non-alloyed ohmic electrical contact is less than
107> ohms-cm?.

4. The multijunction solar cell of claim 1, wherein the
p-on-n tunnel junction transmits greater than 97% of the total
20 optical power contained in an incident optical radiation.

5. The multijunction solar cell of claim 4, wherein the
incident optical radiation passes through the p-on-n tunnel
junction where a metal grid does not block the incident optical
radiation from reaching the p-on-n tunnel junction.

6. The multijunction solar cell of claim 1, wherein,
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. the n-on-p subcell is an n-on-p dilute nitride subcell; and
the n-type layer of semiconductor material is an uppermost
layer of the n-on-p dilute nitride subcell.
7. The multijunction solar cell of claim 1, wherein,
30 the n-type layer of semiconductor material comprises a

first region and a second region; and
the p-on-n tunnel junction overlies the first region.

#* #* #* #* #*



